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1. Additional spectra 
Experimental section

General
All reagents and starting materials were obtained from commercial suppliers and used without further purification unless otherwise noted. Compounds 3 1 and 4 2 were synthesized accordingly to literature reports. The 1 H NMR and 13 C NMR spectra were recorded in solution of CD2Cl2, benzene-d6 or DMF-d7 on Bruker DPX 300 or DRX 500 NMR spectrometers with tetramethylsilane (TMS) as the internal standard. The following abbreviations were used to explain the multiplicities: absorption were recorded on a Shimadzu UV-1700/UV-3600 spectrometer. The solvents used for UV-vis measurements are of HPLC grade (Merck). Continuous wave X-band ESR spectra were obtained with a JEOL (FA200) spectrometer using a variable temperature liquid nitrogen cryostat.
For the 2 in frozen DMF solution, the ESR intensity (I) increased with increasing temperature (T), and the data was fitted by modified Bleaney-Bowers equation 3 :
where C is a constant and -2J is correlated to the excitation energy from the singlet ground state to the triplet excited state.
Detailed synthetic procedures and characterization data
Compound 5 To a suspended solution of 3,5-dichloro-BODIPY (3, 33.6 mg, 0.1 mmol), (3,5-di-tert-butyl-4-((trimethyl-silyl)oxy)phenyl)boronic acid (4, 96.6 mg, 0.3 mmol), and tetrakis(triphenylphosphine)-palladium (11 mg, 0.01 mmol) in toluene (10 ml) was added sodium carbonate aqueous solution (1 M, 2 ml) under argon. The reaction mixture was heated to reflux for 10 h. After cooling, water (5 ml) was added and the mixture was extracted with ethyl acetate for three times, followed by washing with a saturated sodium chloride solution and water. The organic layer was dried over anhydrous Na2SO4. After removal of solvent under reduced pressure, the residue was purified by column chromatography (silica gel, hexanes : DCM = 2 : 1) to give a blue solid (55 mg, 56% yield). 1 H NMR (CDCl3, 300 MHz): δ ppm = 7.70 (s, 4H), 7.59-7.51 (m, 5H), 
DFT calculations
Theoretical calculations were performed with the Gaussian09 program suite. 4 All calculations were carried out using the density functional theory (DFT) method with spin-restricted or unrestricted
Becke's three-parameter hybrid exchange functionals and the Lee-Yang-Parr correlation functional (R(U)B3LYP). Dihedral angle scan (B3LYP/3-21G) was conducted by increasing 10 degree every time starting the initial crystallographic structure of 2 and the potential energy curve is shown in Figure S4 . were then optimized at UB3LYP/6-31G(d,p) level, and then the natural orbital occupation number (NOON) calculations were done by UCAM-B3LYP/6-31G(d,p) method and the diradical character (y0) was calculated according to Yamaguchi's scheme: y0 = 1 − (2T/(1 + T 2 )), and T = (nHOMOnLUMO)/2 (nHOMO is the occupation number of the HOMO, nLUMO is the occupation number of the LUMO). [5] [6] The geometry of 2 was also optimized in different solvents and then the NOON and time-dependent DFT calculations were conducted based on these optimized geometries and the data are collected in Table S1 . Table S1 . Calculated dipole moment (μ), diradical character (y 0 ), the lowest energy electronic absorption maximum (λ max ) and the respective oscillator strength (f) of 2 in different solvents. 
X-ray crystallographic data of compound 2
The crystal is monoclinic, space group P2 (1) 5. NMR and high-resolution mass spectra of all new compounds Figure S5 .
